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<###J119> 

4'-[ (3- t -Zf^)V^^)V^U^) 7x;^>]-2'-^DD-^t 



t-Bu(Me) 2 SiO 




/-OH* (7. lOg) $DMF C80mL) fci«F»U (1.80g) , t-^ 

f;^fMnn^7> (3.98g) %1juZ. MM.lzT-mMt&l>rco S«£tR 

- : I1^X5P;U-4 : 1) (dTff^bfCo IWi (8. 86g) £&fi«Mfc 
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<###J120> 

4*-c (3-^)1^*) 7i;^>]e?h HD^r-r 




02Me 



T;i/rf>^X^iSf£T> ###166 (4.07g) (50mD 

n orfcTMiTF^ ^*>"7^ ci.oog) ^spa.^:. mmzx z m^mfr 

* 

io Mthu^ACT^iifc. mm&MJzm&v, (3.70g) 

<###I121> 

4 ' - [ 3 - >> - 5 - ( h U 7MD ^fJl/) 7x / ^->] ^ t H O 

15 tmsOitJV 




0 2 CH 2 Ph 



mmmmoik&M (840mg) Zmtt^Uy (20mL) lC^LO t Cfc:T8!#T 
fc, lmol/L-H^b^^^-^b^^l^^^ (3.42mL) £?i§TU ^"O^M 
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* • 

- b U 7Mn^f;V- 5 - 1 Hn^->7xy ^i/) S?k Ka^r-f k& (750mg) 
.*Jft«6t&*tbT#3t. #e»nfci^*^DMF (50mL) ift»;&U# 
5 A (1.04g) , ^>.^D5h' (0. 602mL) SinAMlCT 8 B$M«#Ufc. S 

* 

10 <###I122> 

4 ' - [ 3 - 5 - ( h 'J □ ^ 7 x y - 2 ' -> 




15 (3-h'J7;i'tD^-5-kFD^>'7x;^» ^th*D^tt*# 
fc^> ZGHr-ttWl (1.47g) £X*/-> (lOmL) 0 "CtCT^TiC 

mt^^JV (3mL) £?STbfc. IWfcTZI5MiWfcb;fc«, »«E*«JBE«* 
^S/'JWA7A^D?hy77>f - (^^> :@^mx^=10: 1 
. : 1) CTiSlt, 2'-^OD-4'- (3-hU7;VtP^JV-5-h 
20 HP^>7x;+v') Hn^r-f htXfJP (1.38s) £^fi?4t^£: 

i5^XXf;^TO 'J ^A,^>'7JI/7o5 F£m>±IB##flll21<D#& 
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<##0*J123> 

4'-[ (3 -^>v?;^^-» 7i;^>]-2'-^DDe;!:KP'»^;i/ 




m^MSOQik&W (7.40g) ^THF (lOOmL) K:Jgfl?U OtCTl^T, * 
fbTJl/S-^AU^^A (500mg) ZiuXfc. 10#^ 20H5NaOH;Jc»tt*JPA, 

WW (6.37g) £&6ifi:R«ij£UT»fc. 



<##0»|124~163> 

#5g-$I81~105, 108—1 22©^%SfflV^ ±13#%Ml23tra«fe^flelCJ; 

i5 t^4 \z7jk-?4k&<yo*&mvrco 
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TffMbfeo (7.90g) **fiiSl«*tUT#&. 

<#^M165~204> 

24~1 63<7Mb-&tl £ ffl Vi, ±fB#%^Jl 64 1 Rlfll&>5rj*te £o 5 
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XTtX, 



3, 5--y^uuy^y-)Vii4-y)l^ru^<>X7JVy £ \i\ z ^m^s^m 

-;p£#£o #e»n^T;W3— ;u (2. osg) V ra*ftifc* (2.75?) omtttv 

y (30mL) M£Ot3£Ti£#T, h'J7x-^7^> (2. 17g) &in&fc. 
10 7A^D7h^77^- : @£@?X^;W=20 : 1) tCT^SL-fc. gfitygj 

(3.i2g> &m&m&®thTmt. 

<#*0>J2O6> 

4' - / <>^W>'7x^5 1 JVa-7F 



KlSSli'4 , "-^>^;P^^7x^^7;i'3-;WS^fc«, #^l€4t|^il 

20 

<#%fl|207> 
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4* -^>^;p^^>?k ^^^>^^JVY^n-)^m^mmMiHtmm\z 

<###|208> 

i - ^ y i?)V3r* ^ - 4 - a - H ^f^jv^ >M > 




4- (4-^>^mi/7x=;W B&K^WPSJgtfltbT, ##0»j2O6<hP3 
<#^-0!l2O9> 



MeOS 
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1 

m^Mm<Dfc&W (1.80g) %mt*^U> (30mL) \Z®MV, OVUWT. 

* * 

m-^Dnji^m#m (770mg) *'pm~f-z>i&?Ltz. 0 nu\zx i mm. mmzxzi 

1 : 2) {CT^bfe. (1.29g) $f fijftt«ibt#fc. 

<###!J210> 

4'-[ (3, 5-tfXh'j7MD^5 ; ;i/) 7x/ + >']>'>t5MDiJh' 




4 ' - [ ( 3 , 5 - tfX h U y)V*U *^)V) y^/^r^^ k.m^)V <500mg) 
£THF (20mL) K^fi?U 0X:\ZXm#FF. lmol/L-^ V^JI/T;^ 
At FU H- h;kr>^$[ (3.0mL) £in;tjfc. I^MKTl. 5I$M^#^ 2mol/L 

M7A^D?hif77^ (^^>:ifi?x^;i/=3 : 1) izxmmvt^ 
T)Vu—)VW (377mg) >i6?S!K|jiLT^. o ViT#e» tlfeT;Un-;i, 
(296mg) £DMF (5mL) fc^fl?U i£<ffcU^A (35.0mg) , u U S» (0. 120mL) , 
^^M-JWDiJ K (0. 070mL) £ Ot^Tin*.*:. MfcT 1 P^jf 
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i 

tfyyj — (s\tt> : 1^X^=20: 1) CTilUSW (241mg) 

i > 
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3 -^>P)V^i^y 3L-)V^mt.2 -7}VjTU-4-\i h'D^^VXT 
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ffr&4& (1.27g) ©MeCN (15mL) mtil&> tfMblfl (725mg) , tBuONO (0. 51mL) <D 
MeCN (40mL) mmzMXIt. StfifcT 3 «flWSt*Wft, zKSJn^lifKX^HCTJS 

« (i.iog) &afcttfi»«M&£bT#fc. 

<###J241~250> 

##M231~240(Dte^£fflV^ ##^I123tIWI^^feT^bfcc 
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5 <###I261-1> 

* 

4' -[ (3-^>>>;M-*$/) 7z/^>]-2' -^DD^>^>7-H 




(1.38g) ©DMSO (lOmL) jgIi£KCN (245mg) (D(zK2mL, DM 
SO 5mL)^^90 < C{CT^TL', 10#p B 18i£Ng, ^t~T£ SK:30#it#L£: o 

15 77^f- (^\^-y-> : K^X5 L ;P= 5 : 1) fcT*l«U gtfj^ (1.02g) 

. <##0j|261-2> 

4* -[ (3 -^>>*;i/;t-+s/) 7x;^>]-2' -^nD7x-;i/^tx^ 
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10 



###1261-1 ©{b^ (1.02g) > tKM^U^A (819mg) > tK (2mL) X.? S 

-)v (30mD mmzummmmmffiisTcm, mm\zxm^tvMm^)^mm 
mmmm^ x^y-;i/ ciomD fc»#u mt?-*-)\, <i. obl> ^jp*., 

- > : imx^;P=10 : 1) ^-OiggU g!$#l (l.Olg) Sr^fitS^ 



<###J261-3> 

< 

###125 1-2 <b<k&®&m^m%m 23 tPl&^l:it)T7;i/a — ";n**# 

fcm> £ -;h* ^ffl v>###i 1 64£ i^n^^ic j; oil am 

15 $j£UT#£:. 



<###I262> 

4 -[ (3 -'Oi/frtti/) 7i7^>] -2-^PD- 1 -3-H^;P^ 



20 
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• * 

<mmm 1 > 

5 5-[4- (3-^>z?)lJr**s7x.y3rzs) - 2 - 2 P P 7iZJW - 2 - t 



10 (3. 60mL) OTHF (130mL) , DMF (20mL) ¥&WL\Z, 1§LM.lZTj~h x ) i y&— t 

-^b^^H (i.40g> &imz.tzo zox:\zx20ftm.Wvrc'&mm.Kib£v, mmM 

■ 

164 (6.22g) OTHF (20mL) iSWlfc. *:<D'&, 5 PtfcTO&M&iEU * < 

15 h^77>{- (A^r.U-> : SKlfJN 4 : 1) \zxn®.\^t£o §tf>#J <6.84g) 
FABMS : 626 ([M+H]*) 

'H-NMR (400MHz, CDC 1 3 ) 6 1. 22-1. 30(6H, m), 1.420H, s), 1.57<2H, br s), 
2.37(2H, br), 2.70C2H, t, J=7.8Hz), 4. 19-4. 29<4H, m), 5.03<2H, s), 5.95<1H, 
20 bs), 6. 57-6. 62 (2H, m), 6.74(1H, dd, J=8. 3, 2.4Hz), 6.830H, dd, J=8. 3, 2.4Hz), 
6.98 0H, d, J=2.4Hz), 7.13(1H, d, J=8.3Hz), 7.23(1H, t, J=8.3Hz), 7.33- 
7.43C5H, m)„ 




OzEt 
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42 
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H 


H 
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<H»!l43> 



2 - t - + 2-Ih + ^K-;i/-3 -[4 -(3, 

t 

i ■ 



NHBoc 




* 

'H-NMR (400MHz, CDC1 3 ) <5 1.28(6H, t, J=7.3Hz), 1.47C9H, br s), 3. 62 (2H, br 
s), 4. 19-4. 31 (4H, m), 5.790H, br s), 6.85(2H, d, J=2.0Hz), 6.92(2H, d, 
10 J=8.8Hz), 7. 04-7. 08 (3H, m). 



4-[ (4-^>v ? ;i/^>^) 7xZj|/]-2- t - 7h*^t))l?£—)VT$.; 

- 2 -ih^i/jdM^iSllxfJP 



15 




NHBoc 
Q 2 Et 



'H-NMR (400MHz, CDC1 S ) 6 1. 23<6H, t, J=7.3Hz), 1 . 44 <9H. s), 2. 44-2. 48 (2H, m), 
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2.60C2H, br s), 4. 13-4. 31 (4H, m), 5.04<2H, s), 5.99(1H, br s), 6.88(2H, d, 
J=8.8Hz), 7.07C2H, d, J=8.3Hz), 7. 29-7. 44 (5H, m). 



<mffiMM> 

* * 

« 

5-c (4-^>>?;i/^'» 7i-;w-2-t-yh^>M^-ji'75; 
-2-xh^;^-;K>^>sii5 i ;i/ 




NHBoc 
0 2 Et 



io vxnr? 



•H-NMR (400MHz, CDC1 S ) <5 1.22(6H, t. J=7. 1Hz), 1.42(9H, s), 1.44-1. 47 <2H,m), 
2. 31 (2H, brs), 2. 57 (2H, t, J=7. 6Hz), 4. 11-4. 27<4H, m), 5.03(2H, s), 5.92 0H, 
br s), 6.88(2H, d, J=8.8Hz), 7.06(2H, d, J=8.8Hz), 7. 29-7. 43<5H, m) B 



15 <Hl»!l46> 

6 -[ U~^>^)V^U) 7i-;W-2- t -^h+^M^75/ 




NHBoc 
O z Et 
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'H-NMR (400MHz, CDC 1 s ) 6 1. 16-1. 24 (2H, m), 1.23(6H, t, J=7. 1Hz), 1 . 42 (9H, 
s), 1. 56-1. 63<2H, m), 2.30(2H, br), 2. 54(2H, t, J=7.8Hz), 4. 16-4. 29(4H, m), 
5 5.03C2H, s), 5.92 0H, br s), 6.88C2H, d, J=8.3Hz), 7.06(2H, d, J=8.3Hz), 
7. 32-7. 44 (5H, n). 



<^M^47> 

5-[4- (3, h'J7MD^^7x/^J/) 7x-jl/]-2- t 

10 -7 frX—fr? / - 2 -X h + ^Mz;i/- 4 - ^>'r >|?X^ 




NHBoc 
O z Et 



21 o®fls£«& %m ^mmm 1 1 mm izKfo-z^ b mm *m&mw&>} t l 

15 'H-NMR (400MHz, CDC1 S ) <5 1.27(6H, t, J=7.0Hz), 1.44(9H, s), 3.20<2H, d, 
J=7.0Hz), 4.20-4.32(4H, m), 5.97(1H, br s), 6.02(1H, dt, J=15.9, 7.0Hz), 
6.45C1H, d, J=15.9Hz), 6.98(2H, d, J=8.5Hz), 7.36(2H, d, J=8.5Hz), 7.38(2H, 
s), 7.57C1H, s)» 



20 <mm&M> 

2 - t -7*h^^Mxjl/75;- 2 -Xh^v-^/;i/^3i;U- 5-[4-(3 - 
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NHBoc 
02Et 



(850mg) $DMF (20mL) 2-3-K^n/1> (0. 2mL) , Jfctt* U 

5 #A (500mg) ^Jn^60 , C{c:T4B#ra^b^:o Jn^f^X^PTj* 

;i/=4 : 1) "Krcf*»b&. g^lb (760mg) SifiittHi l/T»&. 
'H-NMR (400MHz, CDC1 8 ) 6 l.23(6H, t, J=7.3Hz), 1.3K6H, d, J=5.9Hz), 1.42(9H, 
10 s), 1.45-1.52C2H, m), 2.34(2H, br), 2.6K2H, t, J=7.8Hz), 4. 17-4. 27(4H, m), 
4. 50 (1H, heptet, 5.9Hz), 5. 94 (1H. br s) , 6. 50-6. 53 (2H, m), 6. 59-6. 62<1H, m), 
6.92(2H, d, J=8.8Hz), 7. 10C2H, d, J=8.8Hz), 7. 180H, t, J=8.8Hz). 



<MMM49> 

15 2- t - ^ h+^M-;t/75 y - 2 - i 5 - [4 - ( 3 - 



MeOjS 




NHBoc 
0 2 Et 



afi«2a©fls-&* ci.oog) &m.<k* : ?u> (zomD \zmmi» m-^DDi^ 

• 

20 its (6i0mg) &ira*MfcT6i$ra8fc#Ufc. KJfcJftfc*&2jnA.S«X3\n/? 
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* 

77^- (s\*-v-> : mm^)v= i : i) \zT%amvfco mmm (6iomg) 

5 'H-NMR (400MHz, CDC1 3 ) <5 1. 24(6H, t, J=7.3Hz), 1.42(9H, s), 1.47-1. 56 <2H, 
m), 2.34(2H, br), 2.64(2H, t, J=7.8Hz), 3.04(3H, s), 4. 18-4. 26 (4H, 
m),5.95(lH, br), 6. 95 (2H, d, J=8.8Hz), 7. 17(2H, t, J=8.8Hz), 7. 20-7. 30(3H,m), 
7. 47-7. 52 (2H, m), 7. 62 (1H, d, J=8.8Hz) 0 



10 <^WJ50> 

5 -[4- (3, 5 Y 'j7Mn^^7iy^^) 7xz;i/]-2-t 




NHBoc 
CO z Et 



1 5 mnmuofc&m *^mm t mmzmmmyt t,#&nfc7x7-m3, 

5 -fc? * (hiJ7MD^^) 7xr.;^^mi##M38<hl^^^^$-B-B 

'H-NMR (400MHz, CDC 1 3 ) <5 1. 24<6H, t, J=7.3Hz), 1.43(9H, s), 1. 47-1. 58 (4H, 
m), 2.36(2H, br s), 2.66(2H, t, J=7.3Hz), 4. 18-4. 26 (4H, m), 5. 96 (1H, br s), 
20 6. 96 (2H, d, J=8.3Hz), 7. 20 (2H, d, J=8.3Hz), 7. 36 (2H, s), 7.55(1H, s) 0 



<»#J51> 
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< 



NHBoc 




H 



MKDit^m (6.84g) §THF (150mL) fc»#U 0 C C£T21#T7R; 
ikftVmV^VA (960mg) ^SPA^c 9l#tt*X^y—;V (lOmL) £Jn*., 

»aEfclOX^'X>Bfe7K»?SSSP^pH3 fcUfcft, IWlIfJUCTiHl 

;i/=l : 1) kIT»»U- SWIJ (3.50g) ^ife«?ttittli tT#fc, 
FABMS : 542([M+H] + ) 

'H-NMR (400MHz, CDC1,) <51.43(9H, s), 1.66(4H, br s), 2.69(2H, t, J=6.8Hz), 
3.40C2H, br), 3.60(2H, dd, J=11.3, 5.9Hz), 3.84(2H, dd, J=lh3, 3.8Hz), 
15 4.920H, br s), 5.03(2H, s), 6. 59-6. 62(2H, m), 6. 75<1H, dd, J=8.3, 2.5Hz), 
6.840H, dd, J=8.3, 2.5Hz), 7.00(1H, d, J=2.5Hz), 7. 14<1H, d, J=8.3Hz), 
7.24QH, t, J=8.3Hz), 7. 31-7. 43 (5H, m). 



<HWJ52~95> 

20 ^^12-42*3^^48-500^^1^^, _h|BH»j51 tmUfSi^mz^ 

i 2 \z^-r^m^^.vr^o 
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2- t -7b*>>%)ltf~fr7S.y-2-l4-(3, 5-^OD7x/^» 



NHBoc 




H 



5 

'H-NMR (400MHz, CDCl s ) <5 1.46 (9H, s), 2.94(2H, s), 3.60(2H, d, J=11.7Hz), 
3.75(2H, d, J=11.7Hz), 4.93(1H, br s), 6.87<2H, d, J=2.0Hz), 6.98C2H, d, 
10 J=8.8Hz), 7.08C1H, t, J=2.0Hz), 7.26(2H, d, J=8.8Hz)„ 



<|HJS0!|97> 



15 




NHBoc 



H 



'H-NMR (400MHz, CDCl,) (5 l.45(9H, s), l. 83-1. 88(2H, m), 2. 54-2. 59<2H, m), 
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3.39C2H, brs), 3. 64(2H, d, J=11.2Hz), 3.88(2H, d, J=11.2Hz), 5. 01 (1H, br s), 
5.03C2H, s), 6. 90 (2H, d, J=8.3Hz), 7. 10 (2H, d, J=8.3Hz), 7. 30-7. 44 (5H, m). 

<mmmn> 




'H-NMR (400MHz, CDC1 3 ) 6 1.430H, s), 1.50-1. 70 (4H, m), 2. 52-2. 57<2H, m), 
3.57(2H, d, J=11.2Hz), 3. 82<2H, d, J=11.2Hz), 4.86(1H, br s), 5.04(2H,s), 
6.90(2H, d, J=8.8Hz), 7.08C2H, d, J=8.8Hz), 7. 31-7.44(5H, m). 

<^»J99> 

2 -[ (4-^>^;M-*^) 7 x.~)V\73-)V— 2 - t -7 b*is% JVtf—JVT 

5 / - 1 , 3 -7*un>*?3r— )V 
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'H-NMR (400MHz, CDC1 3 ) 6 1. 27-1. 35 (2H, m), 1.43(9H, s), 1. 54-1. 63<4H, m), 
2.56C2H, t, J=7.6Hz), 3.4K2H, br s), 3.58C2H, d, J=11.7Hz), 3. 82<2H, d, 
5 J=11.7Hz), 4.88(1H, br s), 5. 04 (2H, s), 6.89(2H, d, J=8.8Hz), 7.07(2H, d, 

r 

J=8.8Hz), 7. 33-7. 43 (5H, m)o 



<^»J100> 

2-C4' - (3, 5-tfXhU7MP^;i/7i;^» ->>i-S.JV]-2 - t 
10 -^h^>MtoV75;-l, 3-^>v?t-^ 



F 3 C 



NHBoc 




15 'H-NMR (400MHz, CDC1 S ) 6 1.44(9H, s), 2.55C2H, d, J=7.8Hz), 3.65(2H, d, 
J=11.2Hz), 3.78(2H, br), 3.85<2H, d, J=11.2Hz), 5. 12<1H, s), 6.20(1H, dt, 
J=16.1, 7.8Hz), 6.5K1H, d, J=16. 1 Hz), 7.0K2H, d, J=8.3Hz), 7.38(2H,s), 
7.39(2H, d, J=8.3Hz), 7.57(1H, s). 



20 <^WJ101> 

5-[ (4-^>>?;M-*S/) 7x.~M7u\d)\,- 5 - t 

)V75.y-2, 2-i?~ t 1, 3, 2 - i?**-*^? > 
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M&mtDik&M (1.50g) , 2, 6-)V^> (0.841mL) 0DMF (30mL) 



(1.67g) <Dm&*W> (5mL) »«*JnAfc. HfifcT 1 B*m»BfcLfc«, K 



Vbtf^yj- (^U-> : IH*X.^;P*=20 : 1) £T«f»U gfity&l (1.67g) 
'H-NMR (400MHz, CDCl.) 5 1.04(9H, s), 1.06(9H, s), 1.42(9H, s), 1. 46-1. 56(4H, 



brs), 2.51 (2H, t, J=6.8Hz), 3.88(2H, d, J=11.2Hz), 4.22(2H, d, J=11.2Hz), 
4.90OH, br s), 5.04C2H, s), 6.89(2H, d, J=8.3Hz), 7.06(2H, d, J=8.3Hz), 
7. 32-7. 44 (5H, m) 0 

<mffiMl02> 

5- t -^h^j^-^75y-2, 2-V- t - ZfJ-)V- 5 — ( 4 - t H 
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> • 

'H-NMR(400MHz, CDC1 S ) 5 1.04(9H, s), 1.06(9H, s), 1.43<9H, s), 1. 47-1. 61 (4H. 
m), 2.49C2H. t, J=6.8Hz), 3.88(2H, d, J=11.3Hz), 4.22(2H, d, J=11.3Hz), 

* » 

4.88 0H, br s), 4.9K1H, br s), 6.74(2H, d, J=8.3Hz), 6.99<2H, d, J=8.3Hz). 



<H»J103> 

. ■ 

o^->7x-;p) l, 3, 2 --J^r^-y^y . 



NHBoc 




i(t-Bu) 2 



'H-NMR (400MHz, CDCl 8 ) 6 1.06(9H, s), 1.07(9H, s), 1.46<9H, s), 1.79<2H, 
m), 2. 44-2. 50 (2H, m), 3.93(2H, d, J=11.2Hz), 4.26(2H, d, J=ll.2Hz), 4.92<1H, 
br s), 5.0K1H, br s), 6.73C2H, d, J=8.3Hz), 7.0K2H, d, J=8.3Hz). 



5- t -:/h^>#;u#-;UT$y-2, 2 ->>- t -^^-s-u-tKo 



°7> 
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NHBoc 




„!i(t-Bu) 2 



'H-NMR (400MHz, CDC1 3 ) <51.05(9H, s), 1.07(9H, s), 1. 20-1. 30 (2H, m), 1.42(9H, 
s), 1.50-1.60(4H, m), 2. 51 (2H, t, J=7.6Hz), 3. 89(2H, d, J=11.2Hz), 4.22C2H, 
d, J=11.2Hz), 4. 78 (1H, br s), 4.9K1H, br s), 6.73C2H, d, J=8.3Hz), 7.00(2H, 
d, J=8.3Hz), 



<^»J105> 

5- t - ^h*y*Mr;i/J5 y - 5 - [4 - (3-h Hn + ^iy^) y 



NHBoc 




M68©^% (3.00g) ODMF (30mL) mWz, 2, 2-^h+>>yp 
K> (7.4mL) , bJVX.>7sM>Wt (lOOmg) ^jm^LSOViZX 6 mmUQm$L 



WO 03/029184 PCT/JP02/09864 

SI 

(2.68g) nznfcriLb^Ffo&m^Mzihmm 

KSMMtgU §Wi (2.23g) 

'H-NMR (400MHz, CDC1 S ) <5 1.40<3H, s), 1.4202H. s), 1.54-1. 69 (4H, m), 
2.6K2H, t, J=7.8Hz), 3.63(2H, d, J=11.2Hz), 3.87(2H, d, J=11.2Hz), 
5 4.86(lH,br), 5.29(1H, br s), 6.320H, br s), 6. 52<1H, dd, J=8. 3, 2.4Hz), 

« 

6.57C1H, dd, J=8. 3. 2.4Hz), 6.95(2H, d, J=8.3Hz), 7.13C2H, d, J=8.3Hz), 
7. 16(1H, t, J=8.3Hz) 0 

» • 

<MMMm> • 

10 5 - t -^h^y*^;P75y-5-[2-^DD-4-(3-t 




15 #fCo 

£tc%mti>T, mMM92<Dit£iWzm^TmmzT'tb~\*4ti>n<E>titzy 

-tr hnK# (3.21g) £THF (lOOmL) fci£fl?U 0*Cm&T> lmol/L-^h^ 
^7> ; E^^A7M'J H-THF|§t (lOmL) ^ITUfc, 10$HgSJfc& 

20 HJ^AKT^U li^lffiSii, <2.60g) <£#fCo 

FABMS : 492 ([M+H]*) 

'H-NMR (400MHz, CDC1 8 ) <5 1.4K3H, s), 1.4202H, s), 1. 55-1. 73<4H, m), 
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2.70(2H, t, J=7.3Hz), 3.66<2H, d, J=l 1.7Hz), 3. 88 (2H, d, J=11.7Hz),, 
4.89(lH,br), 5.97(1H, br), 6. 40 (1H, br s), 6.56(1H, dd, J=8. 3, 2.4Hz), 
6.62(1H, dd, J=8.3, 2.4Hz), 6- 86 (1H, dd, J=8. 3, 2.4Hz), 7.0K1H, d, J=2.4Hz), 
7. 14 (1H, d, J=8.3Hz), 7. 18 (1H, d, J=8.3Hz). 

<^»!|107> 

5- t-^h^M^7$;-5-[2-^nD-4 - (3- (3, 5 -V 
3 



ci 



10 




_h|B^W!ll06©{b-&#»(650mg), 3, 5 -v 5 ^ □ W<>i?)VT)VU— ;K350mg) , 
h'J7irMX7^f> (530mg) ©THF (5mL) itll^X^T^^^M 
*z/U~-b (0.31mL) &$UZ.imfflM&VtCo K^mz^MXTzW:. Sf^X3=- 

^X^=3 : 1) (440rag) &M&B3iiilsT'&rz 0 

'H-NMR (400MHz, CDC 1 3 ) <51.41 (3H, s), 1.42(3H, s), 1.43(9H, s), 1. 54-1. 60<2H, 
m), 1.75C2H, br), 2. 69<2H, t, J=7.3Hz), 3.66(2H, d, J=11.7Hz), 3.88(2H, d, 
20 J=11.7Hz), 4. 89 (lH.br), 4.98(2H, s), 6. 58-6. 64 (2H, m), 6.70(1H, dd, J=8.3, 
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2.4Hz), 6.84C1H, dd, J=8. 3, 2.4Hz), 7.00(1H, d, J=2.4Hz), 7. 15<1H, • d, 

• ■ 

J=8.3Hz), 7. 22-7. 32 (4H, m), 

. <mmmm> 

5 5-t-^N + v'*M-;V75y-2 1 2 -~J*^)V- 5 - [4 - ( 3 - 7x; 




10 filfrSfctbTWfc. 

'H-NMR (400MHz, CDC1 3 ) 61.40(3H, s), 1.42<3H, s), 1.43(9H, s), 1.54-1. 61<2H, 
m), 1.7.0 (2H, br), 2.58(2H, t, J=7.3Hz), 3.64C2H, d, J=11.2Hz), 3.89<2H, d, 
J=11.2Hz), 4. 87 (lH.br), 6. 66-6. 71 (3H, m), 6.94(2H, d, J=8.3Hz), 7.02<2H, d, 
J=8.3Hz), 7. 11-7. 13(3H, m), 7.2K1H, t, J=8.3Hz), 7. 34(2H, t, J=8.3Hz) 0 

15 

<mMm\w> 

5- t -^Y^t})V^)VT^J-2 t 2-v>- t -7 s ? )V- 5-C4- (3- 

-fV^nh!;V7x/^» 7x-jl/]^ne;i/-i, 3, 2 -^^r^9> 
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i 

mm (II) (97. 4mg) Rtflft*^ V^ol? ^T.-4A(400mg) I^^DD^> 
(5mL)K: ®» U ^iCbUx^TaX^OjtiDSM, SffiT8l$WjX#U&. 
5 *<D'& 3 — f V y O tf;i/7xn;P^r>^ Cl41mg) h U X?^75 >(120mU 

(188mg) *m&fliVt®£ bT#fCo 
10 'H-NMR (400MHz, CDC1 3 ) <5 1.05(9H, s), 1. 07(9H, s), 1.23(6H, d, J=6.8Hz), 
1.43(9H, s), 1.55(4H, brs), 2.55(2H, t, J=7.1Hz), 2. 84-2. 91 (1H, m) , 3. 89 (2H, 
d, J=11.7Hz), 4.23(2H, d, J=11.7Hz), 4. 91 <1H, br s), 6. 75-6. 79(1H, m), 
6.89-6. 91 (1H, m), 6.9K2H, d, J=8.8Hz), 6. 95 (1H, d, J=7.8Hz), 7. 09 (2H, d, 
J=8. 8Hz), 7.22 0H, t, J=7. 8Hz) 0 

15 

<HJSM110~125> 

mmm 1 o 2 <D\\^m t^my^j^u m *±mmmM 1 0 9 1 m \z^t 
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R1 


R2 








R1 


R2 




tttt 


110 


F 


H 


60 




118 


CH 2 OH 


H 


41 




111 


CI 


H 


61 




119 


Ac 


H 


60 




112 


Br 


H 


59 




120 


N0 2 


H 


m 




* 113 


Me 


H 


84 




121 


CN 


H 


44 




114 


Ph 


H 


74 




122 


F 


F 


79 




115 


MeO 


H 


69 




123 


CI 


CI 


60 




116 


EtO 


H 


76 




124 


CF 3 


CF 3 


83 




117 


CF s O 


H 


68 




125 


CHO 


H 


74 





<f£»»Ji26> . 

5- t -^h^^*;P^Zi;VT5/-2, 2->>- t -7^)V- 5-[4- (3, 
5 - If X h 'J 7;^O^^JV7i/4'» 7x-Jl/]X^V- 1 , 3, 2->^=HJ- 
5 ->^> 




10* 'H-NMR (400MHz, CDC1,) fi 1. 07 (9H, s), 1.09(9H, s), 1.47(9H, s), 1.87<2H, m), 
2. 55-2. 60(2H, m), 3.97(2H, d, J=11.2Hz), 4.28(2H, d, J=11.2Hz), 5.05<1H, br 
s), 6.96C2H, d, J=8.3Hz), 7.2K2H, d, J=8.3Hz), 7. 34<-2H, s), 7.540H, s). 

<H«iJ127> 

15 5 - t - 7 h+^*M-;P7 $ y - 2 , 2 - - t - 5 - [4 - (3, 
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'H-NMR (400MHz, CDC1 3 ) <51.05(9H, s), 1.08(9H, s), 1. 25-1. 31 (2H, m), 1.420H, 
s), 1.55-1. 63 (4H, m), 2.6K2H, t, J=7.8Hz), 3.9K2H, d, J=11.2Hz), 4.23C2H, 
d, J=11.2Hz), 4.92 (1H, br s), 6.95(2H, d, J=8.3Hz), 7. 19(2H, d, J=8.3Hz), 
10 7.36C2H, s), 7.54(1H, s)« 

<m&0»J128~129> 



15 









NHBoc 
(CH2)n — K^O 

k^Kt-Bufe 






n wm(%) 








128 


1 49 




129 3 67 i 





<mMMm> 

5 - t -7 h^^;i/^-;UT$7- 5 -[4- (3 - (4 - 2 an^>^w 

^) 7x;^» ^x^;i/]yotf;w-2, 2->>^;i/-i, 3 — 
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mmmm<Dit^m (150mg) ODMF (5mL) mmzmWtft U (150mg) , 

p-pawo-y^us.}* (I03mg) ^.Jp^., 70'C^T l ^pFfl^U^ 0 Rjfcm 

h-- : mm^JV=3 : 1) fcT^ggU (170mg) 

'H-NMR (400MHz, CDClj) <51.40(3H, s), 1 . 42 <3H, s), 1.44<9H, s), 1. 56-1. 61 (2H, 
m), 1.7K2H, br), 2.59(2H, t, J=7.3Hz), 3.64(2H, d, J=11.7Hz), 3.89(2H, d, 
J=11.7Hz), 4. 87 (lH.br), 4.98(2H, s), 6. 58-6. 60 (2H, m), 6. 66-6. 68 (1H, m), 
6.92(2H, d, J=8.3Hz), 7.12(2H, d, J=8.3Hz), 7.20 (1H, t, J=8.3Hz), 7.34(4H, 
s). 

<H»J131~143> 
MMt<toT^$-&S 1 4 \Z7ik~?{t J &®&'&l&V1t. 
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14 



NHBoc 




R 



1±« mm {%) 



131 



132 



133 



134 



135 



136 



CI^^CH 2 
CI 



h m&mx 100 



H &Sfe$&5fc 100 



75 



137 



138 k! 



139 




H m&7 : E)U7TX 86 



H 



H 



100 



100 



MeO' 



94 140 Ci^CH 2 H ^7^7 77 76 



H 



100 
85 



141 Ph 2 CH H &fe»* 58 

142 FaC J5^L CH2 h m&mto ' 100 



143 



CI 



84 



<»0!I144> 

5- t-yh^^M^75;-2, 2->>- t 5 -[4- (3, 



NHBoc 




i(t-Bu)2 



a) 5- t-^h*>'*M-Jl'75;-2 I 2 -i^- t 5 -fcHn^ 
10 5>X^;l/- 1, 3, 2-^^+hv-^> 



NHBoc 



H0 ^^^5i(t-Bu)2 
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■ * 

b) 5- t-^h^Mn;i/75/-2, t 5 - [4 - 

5 (3, h'J7^n^^7i/^» 7i-JW+->]lf;V- 1, 3, 

130ipl^{CbT4-C (3, 5-lfXh'J7MD^5 L JW 7i/^>]7i;- 

10 'H-NMR (400MHz, CDC1 3 ) 61.08C9H, s), 1.-11(9% s), 1.44<9H, s), 2.04(2H, br 
s), 4.04-4. 07 (4H, br), 4. 42 (2H, d, J=11.2Hz), 5.10(1H, br s), 6.92(2H, d, 
J=8. 5Hz), 7.00C2H, d, J=8. 5Hz), 7. 32 (2H, s), 7. 52(1H, s) c 



<mmmu5> 

15 5- t -7*h^;^;i/75y-2, t -y^;p-5-[4- (3- 

(1-tHD+M^) y^j^-y) y^-.)V]-fu}d)V- 1.3. 



NHBoc 




Ji(t-Bu)z 



20 mmmmtDih^ 026mg) £thf (3.0mL) fcl§$?u T)\>3>-ftX%ffiT. 

-lVC\Ztf>m\s1t. lmolA-^^l/U^A-X-xJW&St <0. 252mL) ZiUZ.® 
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X^;U=5 : 1) iZXnmV. &m%a (90.7mg) SifiMiltbTtfc. 
'H-NMR (400MHz, CDC1 S ) <51.05(9H, s), 1.07OH, s), 1.42(9H, s), 1.48(30, . d, 
5 J=6.3Hz), 1.55C4H, br s), 1.78UH, m), 2.56(2H, t, J=6.8Hz), 3. 90<2H, 
d, J=11.7Hz), 4.23C2H, d, J=11.7Hz), 4.87 0H, q, J=6.5Hz), 4.9K1H, br s), 
6.86-6. 89 (1H, m) , 6. 92 (2H, d, J=8.8Hz), 7.03OH, t, J=2.0Hz), 7. 07-7. 12 (3H, 
m), 7.29 0H, t, J=8.3Hz) 0 

♦ 

10 <H^!ll46> 

5 - t - ^h + ^;i/»75/-2, 2-v- t -7=3r)\>- 5 -[4- (3 - 
7x^fJW 7x/+'>]7xr )V\-7U\Z)V- 1, 3, 2-^^%y^> 




15 ^^S^MnX*— )V#UV F(152mg)£THF (2mL) \zmMV, OXliZXj-b 

u^a- t -^h^^K (37.6m g ) ^n^rco ^a£T303»£bfc^> nmox: 

fc?fr^L||»iJl25tfHt;-£#? (202mg) OTHF (2mL) mW.^n\XTco MWZX 

Mzx^tnh, 7jc> mn&m.7k<DMizm,&Lrzo mymm^bo^Aizx^v, 

^x^;v=30:D izxmnis, x^v jvftzm&i&vtwtvxnrco £©t^u 
;W££#%#]8i tmmiz^mMyt^m^^ U68mg) ^ifiMtLififc. 
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'H-NMR (400MHz, CDC1 3 ) <51.05(9H, s), 1.07C9H, s), 1.43<9H. s), 1.57(4H. br 
s), 2. 56(2H, t, J=7.1Hz), 2.90(4H, m), 3.90(2:H, d, J=11.2Hz), 4.23(2H, d, 
J=11.2Hz), 4.92 0H, br s), 6. 79-6. 83 (2H, m), 6.88(2H, d, J=8.3Hz), 6.89- 
6.920H, m), 7.09C2H, d, J=8.3Hz), 7. 14-7. 24(4H, m), 7. 25-7. 29(2Hi m). 

p. • ♦ 

5 

i _ 

<mmmm> 

2-757- 2-[4- (3, 5 - tfX h U 7MD^^7x/^v') 7i- 

)V\ y □ bf;i/- i , 3 




Mi^ji' (20mL) %$\\z.^m\zTiM:&m.wvrco mmzmmm&v, mmz 

(1.07g) ^iM*ttT#&, 
15 Sfc, SUffii LT»^lI124©'ft;-&tl^:ll»!ll50t|Hl^{cff 5 d <hiC<k-p Tfc 

FABMS : 438 ([M+H] + ) 

'H-NMR (400MHz, DMS0-d6) <5 1. 55-1. 58(4H, br), 2.58<2H, t, J=6.8Hz), 
3. 40-3. 47 (4H, m), 5. 31 (1H, br), 7. 13(2H, d, J=8.3Hz), 7. 31<2H, d, J=8. 3Hz), 
20 7. 56 (2H, s), 7.76(1H, br), 7.830H, s). 
MM. 194-1 96*0 

TC^frflHt (%) : C 20 H 21 F 6 NO, •HCl^bT 
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mm 



c 


H 


N 


50.70 


4.68 


2.96 • 


50.70 


4.66 


2.91 



5 <m«lJ148> 

Ptr;i/-i, 3 -t p p/i>> ? ^— ;p 




Ha 

NH 2 



95-98*C 
FABMS : 436 ([M+H] + ) 

'H-NMR (400MHz, DMS0-d6) <5 1.56 (4H, br), 1.97(2H, quintet, 7.3Hz), 

« 

15 2.49-2. 53 (2H, m), 3. 39-3. 46 (4H, m), 3.92(2H, t, J=7.3Hz), 5.30(1H, br), 
6. 47-6. 49 (2H, m), 6. 66-6. 69 (1H, m) , 6.95C2H, d, J=8.8Hz), 7. 12-7. 29 (8H, m), 
7.68-7.72<2H, m). 



<HWJ149> 

20 2-75;-2-[4' - (3, 5 -tfX h V? )V-*U *J-)V7 x./ >->-}- 

- 1 , 3 -T'PA^v'^--;!/ 
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5 JUjft 203-206*0 
FABMS : 436 ([M+H] + ) 

'H-NMR (400MHz, DMS0-d6) 6 3. 32(2H, d, J=7.5Hz), 3.48(4H, br), 6.23UH, dt, 
J=15.5, 7.5Hz), 6.53(1H, d, 15.5Hz), 7. 17(2H, d, J=8.8Hz), 7.52(2H, d, 
J=8.8Hz), 7. 60(2H, s), 7. 85 OH. s) 0 

10 

<mmmm> 

2- 75y-2-[4- ( 3 y 1 y **» 7 if 1 , 

■ 

3- ^D/t>i;t-;i'M*l 




15 &t&Wm<D{k&Qll (188mg) STHF (3. OmL) 1 mol/L-f h 

^JVT^-V&yjVXV H-THFM (1.61mL) ^Jp^.> ilCT 2 ^flBlll 

20 ^^^^^t/ibT^fc.^&n^^-^^ii^n?^^^^^, 
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B#J#J (107mg) $ifi7^7 7XtbT#fc, 
FABMS : 344 ([M+H] + ) 

'H-NMR (400MHz, DMS0-d6) 6 1.17(6H, d, J=6.8Hz), 1.55(4H, br s), 2.53(2H, 
br), 2.81-2.890H, m), 3. 39-3. 49 (4H, m), 5.30(2H,'t, J=5.1Hz), 6.71 (1H, dd, 
J=8.3, 2.4Hz), 6.87 0H, t, J=2.0Hz), 6.9K2H, d, J=8.8Hz), 6.99(1H, d, 
J=8.3Hz), 7.19C2H, d, J=8.8Hz), 7.260H, t, J=8.3Hz), 7.7K3H, br s). 



<H»J151~166> 

* 




15 






R1 


R2 






FABMS 
[M+H] + 


MA CC) 


151 


F 


H 


88 




320 


131-133 


152 


CI 


H 


88 




336 


125-127 


153 


Br 


H 


88 




380 


154-156 


154 


Me 


H 


92 




316 




155 


Ph 


H 


87 




378 


164-166 


156 


MeO 


H 


83 




332 




157 


EtO 


H 


88 




346 


115-117 


158 


CF 3 0 


H 


86 




386 




159 


CH 2 OH 


H 


84 




332 


180-182 


160 


Ac 


H 


85 


ffe7Wr^ 


344 




161 


N0 2 


H 


(9) 




347 




162 


CN 


H 


92 




327 




163 


F 


F 


79 




338 




164 


CI 


CI 


82 




370 


75-77 


165 


Ph(CH2) 2 


H 


85 




406 


1 65-1 67 


166 


MeCH(OH) 


H 


85 


167^1/7 7^ 


346 





0 l*]itr«;&»&©»WJR* 

* \tCF 3 C0 2 Hi&tLXmM o 

* *tt7'J- f*iL/tIS 
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<^»J167> 



15 




)t o 



ikjA isi-isst; 

FABMS : 440 ([M+H] + ) 

10 'H-NMR (400MHz, DMS0-d6) <5 2.04(2H, t, J=6.5Hz), 3.54C4H, s), 4.11(2H, 
d, J=6. 5Hz) , 7. 04 (2H. d, J=9. 2Hz) ,7.19 (2H, d, J=9. 2Hz) , 7. 50 <2H, s) , 7. 80<1H, 
s)» 



<^WJ168~171> 



0996, 126-1 29CO^tl*±|5||^Jl 50 hfflmttmz&^TtimV. 



1 6 \Z7K-Tik&m%:£if&\stz 




16 




mmm 


R1 


R2 


n 






FABMS 
[M+H] + 




168 


CI 


CI 


0 


80 




342 


110-111 


169 


CI 


CI 


1 


99 




3S6 




170 


CI 


CI 


3 


89 




384 




171 


CF 3 


CF 3 


1 


81 




424 


116-118 


172 


CF 3 


CF 3 


3 


96 




4S2 
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<mmmin> 

2 -75/ - 2 - [4 - (3 -^>yj^>'7xy^y) - 2-i?DD7i- 




FABMS : 442 ( [M+H] + ) 

10 'H-NMR (400MHz, DMS0-d6) 6 1.58(4H, br s), 2.63(2H, br s), 3. 39-3. 45(4H, m), 
5.08C2H, s), 5.3K2H, br), 6. 56 (1H, dd, J=8. 3, 2.4Hz), 6.66(1H, t, 
J=2.4Hz), 6.83C1H, dd, J=8. 3, 2.4Hz), 6.940H, dd, J=8. 3, 2.4Hz), 7.05OH, 
d, J=2.4Hz), 7. 28-7. 43 (7H, m), 7.7K3H, br) D 



Mj& 105-106 < C(EtOH-iPr 2 O) 
15 7tMfttiffe (%) : C 25 H 28 C1N0 4 -HC1£LT 



mm 



c 


H 


N 


62.76 


6. 11 


2.93 


62.50 


6.05 


2.92 



20 



<«0!]174~233> 



»J52~9K 94~95, 107~108. m~rUZ<D{k&Vot:&MWUlt.mifcl3L%1k 

t^oxmsu an, sis iz^it^m^^tc. 
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17 



HCI 




- 


R1 


R2 


R3 


R4 


(%) 




pAdMo 

[M+HO* 




174 


CF 3 


H 


H 


H 


69 




370 


146-148 


175 


CF 3 


H 


MeO 


H 


100 




400 




176 


CF 3 


H 


H 


MeO 


92 




400 




177 


CF 3 


H 


CI 


H 


100 




404 


120-122 


178 


CF 3 


H 


H 


CI 


100 




404 




179 


CF 3 


H 


H 


PhCH 2 0 


85 




476 


120-123 


180 


CF 3 


H 


CF 3 


H 


99 

• 




438 


124-126 


181 


CF 3 


H 


H 


CF 3 


90 




438 




182 


CF 3 


CF 3 


H 


CI 


79 




472 


123-125 


183 


CF 3 


PhfCH^ 


ft ft 

H 


H 


87 




474 


110-112 


184 


ur 3 


H 


H 


F 


85 




388 


• 


185 


Ph(CH2) 2 


Ph(CH2) 2 


ft m 

H 


H 


96 




510 


• 


186 


Ph(CH2> 2 


H 


H 


CI 


91 




440 




187 


Ph(CH2) 2 


H 


H 


CF 3 


94 




474 




188 


Ph(CH2) 2 


PhfCH^ 


H 


CI 


93 




RAA 




189 


Ph(CH2) 2 


Ph(CH2) 2 


H 


CF 3 


93 




578 




190 


PhCH 2 0 


H 


H 


H 


91 




408 


• 


191 


PhCH 2 0 


PhCH 2 0 


H 


H 


100 




514 


92-95 


192 


PhCHoO 


PhCH™0 


u 
n 




TOO 




548 


• 




PhCH«0 




ti 
n 


CI 


ft 4 




476 


89-91 


194 


nupij /-v 

rnon 2 iJ 


H 


H 


Asm 

Br 


98 




488 




195 


rnL»n 2 0 


H 


H 


CF 3 


100 


Smm t|t/ ft | 


A% 4fA 

476 


72-76 


196 


nupij 

rnon 2 \J 


H 


H 


Ph 


98 




484 




_a AW*m>+ 

197 


PhCH 2 0 


CF 3 


H 


H 


91 


ife7€^7 7X 


476 




1 Qfl 


rnCH 2 0 


CF 3 


n 


CI 


A~\ A% 

94 




510 


1 1 4-1 1 0 


199 


t-Bu 


i_i 
n 


H 


H 


100 


it%7^P7 7X 


358. ■ 


■ 


200 


MeS 


H 


H 
• • 


u 

n 




fefe v ii. -7 -p. -7 


348 




201 


n-CsH^ 


H 


H 


H 


99 




372 




202 




H 


H 


H 


74 


Sfe7^77X 


400 




203 


l-Pr 


IPrO 


H 


H 


93 




402 




204 


!-Pr 


IPrO 


H 


CI 


97 




436 




205 


l-Pr 


l-Pr 


H 


CI 


95 




420 




206 


a 


CI 


H 


CI 


92 


ife7^7 7 7 


404 




207 


PhCH 2 S 


H 


H 


H 


100 


S67€^77X 


424 




208 


PhCH 2 S 


H 


H 


CI 


100 




458 




209 


Et 


H 


H 


H 


87 




330 




210 


l-Bu 


H 


H 


H 


92 


ife7^77 7 


358 




211* 


OH 


H 


H 


H 


98 




318 


174-176 


212 


i-PrO 


H 


H 


H 


94 




360 




213 


PhO 


H 


H 


H 


100 


Sfe7^7 7^ 


394 





8 £i£ftt ICHfiS 
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mm 



R1 



R2 R3 R4 



rot 



FABMS 
[M+H] + 



214 



215 



216 



CH 2 0 




219 



cr 



'CH 2 0 



225 



226 



227 



CI. 



231 



232 



233 



cr 



fc CH 2 Q 



H H 



H H 



H 



H 



100 



476 



85 M&7 z E)\/7 7 7s 409 



89-92 



LI 

n 


LJ 


n • 


no 
Bo 




A CD 


1 7U-1 73 


H 


H 


H 


91 




484 


153-156 


H 


H 


H 


90 




422 




H 


H 


H 


100 




434 




H 


H 


H 


97 


mow* 


408 


119-122 


H 


H 


H 




(Ifil7f II, "7 T~3L 


364 




H 


H 


H 


100 




380 


147-150 


1 1 

n 


i_i 
n 


UH 






ODD 




H 


H 


CI 


100 




476 


94-96 


H 


H 


CI 


83 




510 


92-95 


H 


H 


CI 


94 




472 




H 


H 


cr 


100 




456 


84-86 


H 


H 


CI 


76 




510 


88-91 


H 


H 


i-Pr 


97 




450 




H 


H 


H 


90 




414 


125-127 


H 


H 


H 


100 




442 


195-197 


H 


H 


H 


100 




442 


130-132 


H 


H 


H 


100 




442 


94-96 



** 



<H»J234~243> 



##M241~250&ffiV\ 
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4 -[4- (3-^>^l/W7x;^>/) - 2-^UD]7i-JP- 2 - t 




NHBoc 
02Et 



'H-NMR (400MHz, CDC1,) 6 1. 23-1. 32 (6H, m), 1.45C9H. s), 2.59(4H, br), 
10 4. 22-4. 34 (4H, m), 5.03(2H, s), 6. 58-6. 62 (2H, m), 6.75(1H, dd, J=8. 3Hz, 
2.4Hz), 6.83(1H, dd, J=8. 3Hz, 2.4Hz), 6.98(1H, d, J=2.4Hz), 7.12<1H, d, J=8. 3 
Hz), 7.23 (1H, t, J=8.3Hz), 7. 30-7. 42 (5H, m)„ 
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h^r'>^;^n;PT5 y - 2 - x h^#;i/#x;w\3r-y->x^;p 




NHBoc 
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5 #%M262^V^MM1 ^^('S^$-&@e^^Mfi?ftW<i:bT#feo 
'H-NMR (400MHz, CDC 1 3 ) (5 1.24(6H, t, J=7.3Hz), 1.43(9H, s), i. 58-1. 67 (4H, 
m), 2.33(2H, br), 2. 67<2H, t, J=7.8Hz), 4. 18-4. 32 (4H, m),' 5.03(2H, 
s),5.95(lH, br s). 6. 57-6. 60 (1H, m), 6.620H, t, J=2.4Hz), 6. 74(1H, dd, 
J=8. 3Hz, 2.4Hz), 6.83(1H, dd, J=8. 3Hz, 2.4Hz), 6. 99 (1H, d, J=2.4Hz), 7. 12(1H, 
10 d, J=8.3Hz), 7.23C1H, t, J=8.3Hz), 7. 30-7. 42<5H, m) 0 
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>oh 



'H-NMR (400MHz, CDCI3) 6 1. 46 (9H, s), 1 . 83-1 . 87 (2H, m), 2. 69-2. 73<2H, m), 
10 3.35(2H, br), 3.67C2H, dd, J=11.7Hz, 5.9Hz), 3.92<2H, dd, J=11.7Hz, 4.9Hz), 
5.03(2H, s), 5.10(1H. s), 6. 57-6. 62 (2H, m), 6.75 0H, dd, J=8. 3Hz, 2.4Hz), 
6.85(1H, dd, J=8.3Hz, 2.4Hz), 7. 00 (1H, d, J=2.4Hz), 7. 17(1H, d, J=8.3 Hz), 
7.24(1H, t, J=8.3Hz), 7. 32-7. 42 (5H, m) 0 
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•H-NMR (400MHz, CDC1 8 ) 6 1.44(9H, s), 1.6K6H, br), 2.70(2H, t, J=7.3Hz), 
3.46(2H, br), 3. 57.-3. 60 (2H, m), 3.84(2H, d, J=9.8Hz), 4.92 0H, s), 5.03(211, 
s), 6.59-6. 63 (2H, m), 6. 73-6. 76 (1H, m), 6. 84 (1H, dd, J=8. 3Hz, 2.4Hz), 
10 7.00(1H, d, J=2.4Hz), 7.13(1H, d, J=8.3Hz), 7.24(1H, t, J=8.3Hz), 7.23- 
7.43(5H, m). 
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2-75;-2-[4-(3-^>^t^^7xy^»-2-^nD7i-;W 
5 X^;P-1, 3-7UK>5?#'—)Wg3Btm. 




FABMS : 428 ([M+H] + ) 

'H-NMR (400MHz, DMS0-d6) 5 1. 75-1. 79 (2H, m), 2. 68-2. 72 (2H, m), 3. 51-3. 55 (4H, 
10 m), 5. 08(2H, s), 5.40(2H. t, J=4.9Hz), 6. 57 (1H, dd, J=8. 3Hz, 2. 4Hz), 6. 67<1H, 
t, J=2.4Hz), 6.83(1H, dd, J=8.3Hz, 2.4Hz), 6.95(1H, dd, J=8.3Hz, 2.4Hz), 
7.05C1H, d, J=2.4Hz), 7. 27-7. 43 (7H, m), 7. 88{3H, br). 
ttjft 150-152*0 
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»M257©*b^£*;&£#m7 1 m^^fTVi s ttom&sm&T^fry rxtls 

FABMS : 456 ([M+H] + ) 

10 'H-NMR (400MHz, DMS0-d6) 6 1. 30-1. 40(2H, m), 1. 46-1. 60 (4H, m) , 2. 64 (2H, t, 
J=7.8Hz), 3.39-3.48C4H, m), 5.08(2H, s), 5.32(2H, t, J=5.4Hz), 6.57(1H, dd, 
J=8. 3Hz, 2.4Hz), 6.67(1H, t, J=2.4Hz), 6.82(1H, dd, J=8. 3Hz, 2.4Hz), 6.9K1H, 
dd, J=8.3Hz, 2.4Hz), 7.03(1H, d, J=2.4Hz), 7. 27-7. 43 (7H, m). 7.76(3H, br) 0 
95-97t 

h ; y>XZf^> : r—^B> (Transplantation) , H55^, ^3-§\ ^578-591 

n, 1993^. \zmm.(D^m^m^izvTfT^rzo balb/c^«t^7 7,9-1131^ (b 
fee mm\t, u >mmm^.m^7ia (pbs(-), ^rc\wm-\uo^m (^ 
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^mmmmwmmtvrco mmmnmmoui (5xio 6 m/e) 27G^-^<t 

10 tfT-f£ PLUS'S* (A5Jl/h» SfflViTC3H/HeN»*tttV^^7—9a» (0 

15 MBM&ft&^vrc. ttmmzfc, &&4t&w<Dmmizmwzh<biimvMf&<?) 
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-<y • X >1f ^ P v 5 — (Methods in Enzymology) , ^300# v 
345-363K^ 1999^. lC|Bffe(D^^##(c: LTff o fto \% (v/v) <h&3<k5fc 
5 l-7MD-2,4-y^hO^>if> (DNFB, M ^< -^X^) <£T"fe h > : *U ^ 
ftb (4:1) ^^fc^Lfco l%DNFB}«£BALB/c^£tf£*7#X (H*XXX;> 

10 -f, inm^*U>i?M<D&ttm*y^^)V^y?*7.5*--5?G (0.01-IOmk JS 

mmftffi) zm^Twrnvrco mt^m^^t^ 3o#&> r-th> •. 

*V7tA (4:1) I^tflMUrcfl. 2% (v/v) DNFB^^^©S*IC10mL^ 
31jU $im^*rU>i?%:n^fr. fcJfKlte, ^(D^.Sr^l'^Lfc, 24S#f B 1 
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tt» -J^—T)V'^'X.!?X^)^>^)V'n^^ru^— (J. Exp. Biology) , 
10 2 8t, 3^, 3 8 5-4 0 51, 195 1 ^KfE*tCD#&£##fc:bTfr ofco 

©^ffi^ £:„ BALB/C? ^ X <D&mfii {CDBA/2'x' X E&3fc£>SIIJt HT, 
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1) 2-757- 2- [4 - (3-^>^Wi/7i/^» -2-^DD7 
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2) 2-757 - 2 - [4 - (3 -^^V^i'^xy^rv') 7irjW^O 

3) 2-75 7-2- [4- (3-^>^M^v'7x;^'» -2-^nn7 
5 ;l/]X9Ml/- 1, 3-7'oA>i?t-JK 

4) 2 -75 7 - 2 - [4 - (3 -^>> ? ;p^>'7xy^r>') -2-^DD7 

5) 2 -75 7- 2 -[4- (3- (3* , 5' -^^DD^>-^i/) 7 
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10 6) 2-75;-2-[4- (3 - (3' -^□D'O^Vt^) 7x/^-» 
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